Two new mexicanolides, 3-deacetyl xyloccensin M and 3-deacetyl xyloccensin N were isolated from the fruit of the Chinese mangrove Xylocarpus granatum. Their structures were elucidated on the basis of modern spectroscopic techniques.
Introduction
The family Meliaceae has proven to produce a variety of chemically unique antifeedant limonoids, such as azadirachtin [1 -3] from the neem tree Azadiracha indica and harrisonin [4 -5] from Harrisonnia abyssinica. Previous investigations on the seeds of two Meliaceae plants of mangrove, X. granatum and X. moluccensis, uncovered eleven limonoids, xyloccensins A -K [6 -,10] . In a continuing search for potential drug leads from Chinese tropical mangrove plants, we have recently reported the isolation and identification of three novel mexicanolides, named xyloccensins L -N [11 -,12] , and eight unique 8, 9, 30-phragmalin ortho esters, named xyloccensins O -V [13 -14] from the stem bark of X. granatum. Furthermore, chemical investigation of the fruit from the same plant resulted in the discovery of two new mexicanolides, named 3-deacetyl xyloccensin M and 3-deacetyl xyloccensin N. In this paper, we describe the isolation and structural elucidation of these compounds.
Results and Discussion
The ethanolic extract of the fruit of X. granatum was subjected to sequential extraction with petroleum ether and ethyl acetate as described in the Experimental section. The resulting ethyl acetate extract was chromatographed on silca gel, octadecylsilyl silica gel, Sephadex LH-20 gel and followed by preparative reverse-phase C 18 HPLC to yield 3-deacetyl xyloccensin M (1) and 3-deacetyl xyloccensin N (2) (Fig. 1) .
0932-0776 / 05 / 1200-1291 $ 06.00 c 2005 Verlag der Zeitschrift für Naturforschung, Tübingen · http://znaturforsch.com Table 1 ). Consequently, 1 had an unsaturation index of ten, which included two carbon-carbon double bonds, two ester functions and six rings. The 1 H and 13 C NMR spectral data (Table 1 ) of 1 were similar to those of xyloccensin M [11] except for the absence of a 3-acetyl group. In particular, the presence of an acetal carbon signal at δ = 109.8 and an oxygenated quaternary carbon at δ = 81.0 strongly suggested that 1 had the same ring structure as xyloccensin M [11] . Additionally, the significant NOE interactions (Fig. 2) observed from H-3 to Me-29, but not from H-3 to H-5, or from H-3 to H-30α helped to establish this 3β -hydroxyl group. Furthermore, NOE correlations ( Fig. 2 ) from H-17 to H-30β and from H-30β to H-5 indicated a cis orienta- tion between these respective protons. Similarly, those (Fig. 2 ) from H-14 to Me-18 and H-9 also indicated their mutual cis relationship. Thus 1 was characterized as 3-deacetyl xyloccensin M.
Compound 2 was isolated as amorphous powder. Its molecular formula was established as C 27 H 36 O 8 , which was the same as 1, by HRESI-MS and NMR data ( 875 cm −1 ) data indicated the presence of carboncarbon double bond, hydroxyl, keto and ester carbonyl groups. From the 1 H and 13 C NMR spectral data (Table 2), it was evident that five of ten unsaturation index were present as double bonds: two carbon-carbon double bonds (as furan ring) and three C=O (as one ketone and two esters). A β -furyl moiety and one methoxycarbonyl group were also apparent from the spectra. The 1 H and 13 C NMR spectral data (Table 2 ) of 2 were similar to those of xyloccensin N [11] except for the absence of an acetyl group in C-3. The significant NOE interactions observed from H-3 to Me-29, but not from H-3 to H-5, or from H-3 to H-30α helped to establish this 3β -hydroxyl group, which was the same as xyloccensin N. Additionally, the chemical shifts of C-8, C-9, C-14 (δ C = 74.6, 62.0, 52.1) of ring C was almost the same as those (δ C = 73.7, 60.8, 51.9) of xyloccensin N [11] , suggested a α hydroxyl substituted at C-8 as that in xyloccensin N. And this was confirmed by the strong HMBC correlation from the proton of this hydroxyl to C-8. Furthermore, the significant NOE interactions (Fig. 2) observed from H-17 to H-30β also help to establish the α configuration of 8-OH (Fig. 2) . Consequently, 2 was assigned as 3-deacetyl xyloccensin N. Compounds 1 and 2 are a pair of isomers of mexicanolides. As viewed from the biosynthetic pathway, 2 may be the possible biosynthetic intermediate of 1. And it represented to our knowledge that this was the second time to get a pair of isomers of mexicanolides from the plant simultaneously.
Experimental Section
General NMR spectra were recorded in methanol-d 4 using a Bruker AV-500 spectrometer (500 MHz for 1 H NMR and 125 MHz for 13 
Extraction and isolation
The dried fruit (4.5 kg) of X. granatum was extracted with hot 95% ethanol three times respectively. After removal of the solvent by evaporation, the residue was suspended in water and defatted with petroleum ether. The aqueous layer was further extracted with ethyl acetate. The resulting ethyl acetate extract (105 g) was subjected to silica gel CC using chloroform-methanol system (100:0 ∼ 2:1) to yield 70 fractions. Fractions 10 to 16 (4 g) were combined and subjected to CC on silica gel, octadecylsilyl silica gel and Sephadex LH-20 gel, followed by preparative reverse-phase C 18 HPLC using acetonitrile-water system (30:70) to yield compounds 1 (12 mg) and 2 (8 mg). 
Deacetyl xyloccensin M (1)

